An investigative study was conducted to determine the heavy metal pollution in the sediment in the Pra Basin of Ghana from 27 sampling points during the dry and wet seasons using the geo-accumulation index (Igeo), enrichment factor (EF), and pollution load index (PLI). Sediments were acid digested and analyzed for the following selected metals: arsenic (As), lead (Pb), cadmium (Cd), zinc (Zn), manganese (Mn), total chromium (Cr), nickel (Ni), and iron (Fe) using the dual atomizer and hydride generator atomic absorption spectrophotometer (model ASC-7000 No A309654, Shimadzu, Japan). The metal concentrations (mg kg −1 ) in the sediments were as follows: As (0.175) < Cd (3.206) < Ni (79.927) < Zn (118.323) < Cr (216.708) < Mn (234.742) < Pb (335.381) < Fe (1354.513) in the dry season and As (0.002) < Cd (7.279) < Ni (72.663) < Zn (35.622) < Pb (135.863) < Cr (167.604) < Mn (183.904) < Fe (1138.551) for the wet season. The EF which is an indication of whether metal concentrations are due to anthropogenic activities shows enrichment at all site for the metals Cr, Pb, and Cd in the wet seasons. However, only 4 out of the 27 sites showed Ni Water Air Soil Pollut (2018) 229: 272
enrichment in the wet season. Contrary to the wet season, only Pb and Cr recorded enrichment at all sites during the dry season. Fifteen out of the 27 sites recorded Cd enrichment and 24 out of the 27 sites recorded Ni enriched during the dry season. None of the sites were enriched with Fe, As, Zn, and Mn in either the dry or wet seasons. For both dry and wet seasons, the pollution load index for all the sites except one was at the background levels which is a sign of non-deterioration of the sites studied. In the wet season, the calculated Igeo reveals that the study area is not contaminated with respect to As, Zn, Fe, and Mn; uncontaminated to moderately contaminated with Cd; moderately contaminated with Cr; uncontaminated to moderately to heavily contaminated with Ni; and moderately to heavily contaminated with Pb. The dry season Igeo results reveal noncontamination of the study area with respect to As, Fe, and Mn; uncontaminated to moderately contaminated with Zn; moderately contaminated with Cr; uncontaminated to heavily contaminated with Cd; uncontaminated to extremely contaminated with Ni; and moderately to extremely contaminated with Pb. The high levels of Cd, Pb, and Cr in all the sites are due to unregulated illegal mining activities occurring in and around the study area. It is hoped that this study will prompt the basin management board to improve their management strategies in controlling unregulated illegal mining in the basin sediments.
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Introduction
Accumulation of heavy metals in the sediments of rivers which are exposed to mining and industrial waste is a common phenomenon in most developing countries (Islam et al. 2015) . Such river sediments have become sinks for heavy metals, just like wetlands. The sediments sometimes act as carriers and sources for the heavy metals in the environment (Haiyan et al. 2013 ). The study of heavy metals in river sediments is very important because sediments serve as habitat for many benthic organisms like the mudfish. Unfortunately most of the time, the rivers are monitored without paying any attention to the sediments which are in constant interaction with the river. Studies have shown that rivers have been severely contaminated with heavy metals due to historic and modern mining and industrial operations (Miller et al. 2004) . Heavy metals in river sediments enter through different pathways, either from point or non-point sources (Shazili et al. 2006 ). Examples of point sources could be the discharges of industrial waste such as metal mine wastes through pipes or drains, into rivers. Non-point sources such as silt-laden runoff from excavated lands and leachate from landfills also contribute to the levels of heavy metals usually discharged into water resources. The fate of heavy metals in an aquatic environment is affected by processes such as precipitation, sorption, and dissolution (Abdel-Ghani and Elchaghaby 2007). These processes are also affected by factors such as pH, temperature, dissolve oxygen concentration, and the disturbance of the water (Atkinson et al. 2007; Simpson et al. 2004) . At higher pH, heavy metals precipitate and get adsorbed onto sediment surfaces. Metals are also released more easily into the water at lower pH and higher temperatures. When the dissolved oxygen concentration is low, i.e., less than 7 mg/L, heavy metals especially those bound to organic matter sediments are released into the overlying water and vice versa (Haiyan et al. 2013) . A study by Atkinson et al. (2007) shows that physical disturbance of water releases metals more rapidly into water than biological disturbance. The study of heavy metals in sediments can serve as a guide in predicting the extent of pollution of the overlying water under different environmental conditions.
The present study assesses the heavy metal pollution level in the main Pra River and two of its tributaries in the Pra Basin of Ghana. The study area is the largest among the three southwestern river systems in Ghana and occupies an area of 23,000 km 2 which is about 9.64% of the area of Ghana. Sediment pollution by heavy metals in the study area is now graduating into a major problem with the increased illegal mining activities in and around the rivers in the basin which are increasing the turbidity and the heavy metal levels, making the rivers physically unstable and chemically and biologically toxic. The present state of the rivers poses serious problems to the environment and the health of those villages which still depend on the rivers for cooking and bathing during water crises. To date, no detailed scientific analysis of the river sediments has been conducted. The aim of this study is to assess the concentrations of lead (Pb), cadmium (Cd), arsenic (As), chromium (Cr), iron (Fe), manganese (Mn), zinc (Zn), and nickel (Ni) using the enrichment factor (EF), pollution load index (PLI), and the geo-accumulation index (Igeo). Geo-accumulation index determines the metal levels of contamination or accumulation with reference to background levels of the same element in the environment. EF which is also an indication of enrichment of a selected metal with reference to a background metal such as iron complements the Igeo by indicating the source of enrichment as either natural or anthropogenic. The pollution load index assesses the cumulative pollution effect of the metals at each site by making reference to the EF of all the metals measured at each site.
Materials and Methods
This study was conducted in the Pra Basin of Ghana. The hydrogeology of the Pra Basin is dominated by aquifers of the crystalline basement rocks and the Birimian Province. Sediment texture from the sampling site spans from sand, sandy loam, loamy sand, silty clay loam, and sandy clay loam. The Basin is located between latitudes 5°N and 7°30′ N, and longitudes 2°30′ W, and 0°30′ W, in south-central Ghana. It is the largest among the three southwestern basins in Ghana (Ankobra, Tano, and Pra) and covers an area of 238,540 km 2 . The basin enjoys sub-equatorial wet climate with two raining seasons (May-June and September-November). The relative humidity in the basin is around 70 to 80% throughout the year. The annual rainfall range is between 1300 and 1900 mm with an annual mean value of 1500 mm. The only natural lake in Ghana, Bosomtwe, which is a major tourist attraction is located in the basin. The land area is largely dominated by agriculture (60%) with the remaining 40% being covered by human settlement (10%) and forest (30%). Towns like Twifo Praso and Kade in the basin are known for their large palm plantations. Gold mining both regulated and unregulated is the most prominent and highly patronized job in the basin. Figure 1 presents the study area map. The sampling order of the sites and their names from upstream to downstream in Fig. 1 are presented in Table 1 . All sampling sites were either within or around an illegal mining site. A control site which has no such activities going on was also selected. From a total of 27 sampling points, 108 sediment samples were collected from January to April 2017 for the dry season and 108 from May to August 2017 for the wet season making a total of 216. The sediments were sampled from the riverbank by manual dredging using plastic scoop into polyethylene bags and air dried at room temperature and sieved through a 2-mm sieve for further analysis.
Chemicals and Sample Digestion
Deionized water supplied by University of Cape Coast Technology Village was used in all the analyses. All standard solutions used were of the highest purity supplied by MES Equipment Limited, Ghana. The nitric and hydrochloric acids used for the digestion were all of the analytical grades and supplied by MES Equipment. The sieved sediment was further ground with mortar and pestle until fine particles (< 200 μm) were obtained (Ismaeel and Kusag 2015) . About 2 g of the ground sediment was taken in a 100-mL beaker and 15 mL of concentrated HNO 3 was added. The content was heated at 130°C for 5 h until 2-3 mL remained in the beaker. The digested sediment was then passed through Whatman no. 41 filter paper and washed with a 0.1 M HNO 3 solution and made to 100 mL volume using deionized water (Ali et al. 2016 ).
Analytical Technique and Accuracy Check
The heavy metal determination was conducted using a dual atomizer and hydride generator atomic absorption spectrophotometer (model ASC-7000 No A309654, Shimadzu, Japan). All the samples were analyzed for arsenic (As), chromium (Cr), cadmium (Cd), lead (Pb), manganese (Mn), nickel (Ni), zinc (Zn), and iron (Fe). All reagents used were of the analytical grade from MES Equipment, Ghana. Ultrapure metal free deionized water was used for all analyses. All glass and plastic wares were cleaned by soaking them in warm 5% (V/V) aqueous nitric acid for 6-7 h and rinsed with ultrapure deionized water. The standard for the ASS calibration was prepared by diluting standard (1000 ppm) supplied by MES Equipment Limited, Ghana. All measured results were converted from milligram per liter and microgram per liter to milligram per kilogram. Matrix Spike recovery was in the range of 85-100%. The performance of the AAS was checked daily to ensure that the instrument is working according to the specifications.
Assessment of Heavy Metal Pollution
The choice of background values plays important roles in geochemical data interpretation (Ali et al. 2016) . The background value is the natural content of a substance in the soil which is completely dependent on the composition and mineralogical characteristics of the parent/ source geological material (Maurizio 2016) . The contribution of human activities to the levels of heavy metals in sediments and their pollution can be estimated using Igeo, EF, and PLI.
Geo-Accumulation Index
This index was first proposed for metal concentration determination in 2-μm fraction and later developed to the present form (Müller 1979) . The method is used to determine the levels of contamination or accumulation of metals in soil. The formula is mathematically expressed as:
Where Cn is the measured concentration of metal n in the sediment, Bn is the geochemical background value of element n in the background sample (Yu et al. 2011) , and 1.5 is the background matrix correction factor due to lithogenic effects. Müller (1979) gave seven classes for interpreting the geo-accumulation index which ranged as follows: Igeo ≤ 0, uncontaminated; 0 < Igeo < 1, uncontaminated to moderately contaminated; 1 < Igeo < 2, moderately contaminated; 2 < Igeo < 3, moderately to heavily contaminated; 3 < Igeo < 4, heavily contaminated; 4 < Igeo < 5, heavily to extremely contaminated; and Igeo ≥ 5, extremely contaminated.
Enrichment Factor and Pollution Load Index
The enrichment factor as proposed by Zoller (1974) is given by: (1) provide the pollution state of the sediment. Values of 0.5 ≤ EF ≤ 1.5 are an indication that the metal concentration is a natural weathering process (Zhang and Liu 2002) . A value above 1.5 indicates the influence of anthropogenic activity (Klerks and Levinton 1989; Taylor et al. 2010; Zhang and Liu 2002) . There are five classes of contamination with reference to EF: EF < 2, depletion to minimal enrichment; EF = 2-5, moderate enrichment; EF = 5-20, significant enrichment; EF = 20-40, very high enrichment; EF > 40, extremely high enrichment. The pollution load index is defined as the nth root of the multiplication of the EF of metals involved
According to Tomilson (1980) , a PLI of 0 indicates excellence; a value of 1 indicates baseline levels of the concerned metals, whereas values above 1 are signs of progressive deterioration. Whereas EF gives the individual effects of the metals at a site, the PLI gives the overall effect of all metals studied at a site.
Results and Discussion
The mean heavy metal concentrations for sediments in the study sites during the dry and wet seasons are presented in Table 1 . Praso Town (PT) recorded the highest average metal concentration during the period under study. Dunkwa Akropong (DAK) and Atweneboanda (ATW) recorded the lowest metal concentrations during the dry and wet seasons respectively (Tables 1). The observed high metal concentrations in PT can be attributed to the uncontrolled and scattered illegal mining activities occurring in and around the area. The lowest metal concentration found in ATW river sediments may be due to dilution in the area as the town is the last point after which the river joins the sea. The river is a major source of water for domestic activities in ATW; the frequent visitation of the river banks and domestic activities such as washing and playing along the banks of the river as compared to other areas sampled may have contributed to the washing away of the top sediments and thereby reduce accumulation of metals. Generally, there is a significant difference in the dry season metal concentration (M = 293.12, SE = 18.31) and wet season metal concentration (M = 217.31, SE = 11.93); the difference in concentration in the dry season may be attributed to the intensification of illegal mining activities which occurred as a result of a government order to halt illegal mining after the dry season of 2017. Excessive washing of the surface soil during the wet season could also account for the lower concentrations in the wet season.
The iron (Fe) and arsenic (As) concentrations in the wet and dry seasons were lower than WHO standards. Regarding manganese (Mn), apart from site PT which recorded concentrations of about 5 and 3 times the background levels for both dry and wet seasons, all other sites recorded values or concentrations below the background levels. The high values of manganese recorded at PT may be due to the sloppy nature of the land which turns to experience high level of siltation from turbid water flowing from nearby illegal mining sites. Zinc (Zn) concentrations in sediments were above the background values for 9 out of 27 of the sites in the dry seasons and only 3 out of 27 of the sites in the wet season. In the case of nickel (Ni), only 2 sites recorded values below the background values (Table 1) . Concerning chromium (Cr), all the sites recorded values above the background levels. Cr values as high as 5 and 4 times the background values were recorded for the dry and wet seasons (Table 1) . Cadmium (Cd) recorded concentrations as high as 8 times the background values. Unlike the wet season, 8 out of the 27 sites in the dry season recorded Cd values below the background values. Lead (Pb) is the only metal whose concentration is above the background level for all the sites in both dry and wet seasons. The identified metals (Ni, Cr, Cd, Pb) are major components of the soil from which the gold is mined. Furthermore, the metal mercury, which is usually part of the soil sediment because of its use in the gold extraction, was absent. The absence of mercury in the soil is expected because miners now carry out the extraction of the gold far away from the mining location due to the threat posed by arm robbers. The most striking result to emerge from the data is the abnormally high value of Pb concentration at BEP during the dry season. The measured Pb concentration (Table 1) is about 54 times the background value. Metal concentration exceeding the background level is an indication that their presence in the sediments is due to human activities. The BEP environment is highly dominated by illegal mining activities. Exposure to high level of illegal mining activities especially through the use of sophisticated machines recorded the high metal concentrations or values (Table 1) . The mean concentration of metals exceeding background level in the wet season is in the order Cr > Pb > Ni > Cd > Zn and in the dry season as Pb > Cr > Ni > Cd.
Sediment Pollution Assessment
The calculated EF, PLI, and the background concentrations of metals in freshwater ecosystems are presented in Table 2 . The EF ranged between 0 and 53.656 during the dry season and 0.003-45 during the wet season which indicates that the measured concentrations of four metals (Mn, Fe, Zn, and As) out of the eight in the studied area in both seasons were due to natural weathering process (0.5 ≤ EF ≤ 1.5), whereas the rest (Pb, Cd, Cr, and Ni) were due to anthropogenic activities (EF > 2). All the sites studied showed depletion to minimal enrichment for the metals Mn, Fe, Zn, and As for the dry and wet seasons. All sites showed moderate enrichment (EF = 2-5) for Cr in both dry and wet seasons. Five sites (TAG, TK, ANY, DT, and ATW) out of the 27 recorded depletion to minimal enrichment for Ni in the wet season with 21 out of the 27 sites recording moderate enrichment and only 1 site (PT) recording extremely high enrichment. Unlike the wet season, only 3 sites (DT, DKY, and DAB) out of the 27 recorded depletion to minimal Ni enrichment for the dry season, the remaining 24 sites recorded values within the range of moderate enrichment to significant enrichment (Table 2) . However, there is no significant statistical difference in the dry season nickel enrichment (M = 3.19, SE = 0.26) and wet season nickel enrichment (M = 4.53, SE = 1.57) in the basin. In the case of Pb, there is a significant difference in the dry season enrichment (M = 14.58, SE = 2.41) and wet season enrichment (M = 5.77, SE = 0.66). Four out of the 27 sites recorded moderate Pb enrichment whereas 22 recorded significant enrichment with only 1 site Atweneboanda (ATW) recording depletion to minimum enrichment in the wet season. However, in the dry season, 8 sites recorded moderate Pb enrichment, 13 sites recorded significant enrichment, 4 recorded very high enrichment, and 1 recorded extremely high enrichment. In the dry season, Cd recorded depletion to minimal enrichment in 12 sites, recorded moderate enrichment in 6 sites, and recorded significant enrichment in 9 sites. However, it recorded moderate to significant enrichment for all the sites in the wet season ( Table 2 ). The seasonal influence on Cd enrichment in the sediment is very significant: dry season Cd enrichment (M = 2.76, SE = 0.53) and wet season enrichment (M = 6.61, SE = 0.19) ( Table 2) . Irrespective of the high enrichment factors recorded for some sites, BEP was the only site polluted (PLI > 1) (Table 2) in both seasons. LAK which is upstream and served as the control site is the only sampling point which recorded excellent value for pollution (PLI = 0) in the dry season (Table 2) . Though LAK did not record 0 in the wet season, the value of 0.374 was still within the baseline level. The 0.374 is expected because in the wet season, the lake receives a lot of runoff with high silt content from the surrounding mountains without any means of exiting such inflows. On the contrary, the calculated PLI for the remaining 26 sites though within the baseline level is due to unregulated illegal mining in the area.
The calculated geo-accumulation indexes for the four (Pb, Cd, Cr, and Ni) enriching metals during the two seasons are presented in Table 3 . In either the dry or wet season, all the non-enriching metals (Mn, Fe, Zn, and As) did not contaminate (Igeo < 0) any of the sites studied except Zn which recorded a value of moderate contamination (1 < Igeo < 2) at a site during the dry season. The result of the geo-accumulation index calculation for both seasons (Table 3) shows that Cr and Cd values for all the 27 sites were within the uncontaminated to the moderately contamination class (0 ≥ Igeo < 2). Only 1 out of the 27 sites was moderately to heavily contaminated (Igeo < 3) with Pb in the wet season whereas the rest recorded values within the uncontaminated to moderately contaminated range (0 < Igeo < 2). Out of the 27 sites, only 2 were moderately to heavily contaminated with Ni, whereas the rest (25) were uncontaminated to moderately contaminated in the wet season (Table 3 ). The result (Table 3) shows site DAB as a drinking water intake point recording the highest contamination for Ni (11.140) and Pb (64.977) in the dry season. These high values could be attributed to the low flow rate at the time which aided the precipitation of these two metals.
The reason accounting for the difference in contamination across the seasons may be due to the following:
(1) the washing away of the top sediments through the heavy downpour and high runoff in the wet season; (2) the low flow rate during the dry season which aids the process of precipitation and accumulation. The results of the geo-accumulation index shows the need for regular monitoring of the metals Ni and Pb and the illegal mining activities especially during the dry season at the sampling site DAB to avoid further accumulation, contamination, and subsequent pollution of such metals at the intake.
Conclusions
The river sediment in the Pra Basin is enriched and contaminated with Ni, Cr, Cd, and Pb, which is an indication of the human activities in the basin. Generally, the mean concentrations of the metals were higher in the dry season than the wet season due to the low flow rate during the dry season which aids the process of precipitation and accumulation. It was only Beposo (BEP) which was found to be polluted (PLI < 1). Extreme contamination (Ni and Pb) occurred at Daboase (DAB) which serves as an intake for the water treatment. This is due to the high illegal mining activities occurring in and around DAB and its environs. The result (Table 3 ) of the study shows the need for general monitoring of illegal mining activities as well as all four metals (Ni, Cr, Cd, and Pb) especially Ni and Pb at DAB. The monitoring will not only address the problem of further accumulation and pollution of these metals but it will also solve public health concerns which arise from the intake of these metals which are carcinogenic. Crop production on these soils is a potential route for these metals to enter the ecosystem, hence the need for monitoring of activities in and around the river sediments, especially during the dry seasons. Finally, monitoring is required to reduce high-level siltation in the river basins which could lead to the drying of such rivers; a situation which threatens some rivers in some parts of Ghana at the moment.
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